General considerations:
Unless otherwise stated, all solvents and reagents were used as purchased and all reactions were performed under air. Deuterated solvents (e.g. CD 2 Cl 2 ) were filtered through basic alumina in order to remove traces of HCl. NMR spectra were recorded on 500, 400 and 300 MHz spectrometers at room temperature in CD 2 Cl 2 . Chemical shifts () are reported in ppm, relative to the solvent peaks (CDHCl 2 , 5.32 ppm for 1 H; CD 2 Cl 2 , 53.84 ppm for 13 C). Data for 1 H NMR are reported as follows: chemical shift, multiplicity (s = singlet, d = doublet, t = triplet, sept = septuplet, br = broad signal, m = multiplet), coupling constants (J) in Hz and integration. For the assignment of the 1 H and 13 C{ 1 H} NMR spectra COSY, HSQC and HMBC experiments were also performed. Elemental analysis was carried out by the analytical services of London Metropolitan University. UV-vis spectra were recorded in a Varian CaryWin 300Bio UV-Visible spectrophotometer at concentrations of ca. 0.13 mg/mL of complexes 2-12 in CH 2 Cl 2 . Fluorescence spectra (λ max /excitation (nm) and λ max /emission (nm)) were recorded in a Cary Eclipse Fluorimeter (settings: 5 nm excitation/emission slit, 120 nm/min scan) at concentrations of ca. 3 mg/mL of complexes 2-12 in CH 2 Cl 2 . CCDC 949310 (2), 949311 (3), 949312 (7), 949313 (8), 949314 (10), 949315 (11) and 949316 (12) contain the supplementary crystallographic data for this paper. These data can be obtained free of charge from The Cambridge Crystallographic Data Centre (CCDC) via http://www.ccdc.cam.ac.uk/data_request/cif.
Synthesis of (1,3-bis(2,6-diisopropylphenyl)imidazol-2-ylidene)(phenylamino)gold Complex (2):
[Au(IPr)(OH)] (100 mg, 166 µmol) and aniline (15.5 mg, 166 µmol) were dissolved in THF (1.5 mL). The reaction mixture was stirred at room temperature for 20 h. The solvent was then concentrated under vacuum (until ca. 0.3 mL) and the product precipitated by addition of pentane (3 mL), filtered, washed with more pentane (4 × 4 mL) and dried under high vacuum. , 6.25; N, 6.20. Found: C, 58.41; H, 6.22; N, 6 .28.
Synthesis of (1,3-bis(2,6-diisopropylphenyl)imidazol-2-ylidene)(pyridin-2-ylamino)gold complex (3):
[Au(IPr)(OH)] (30 mg, 50 µmol) and 2-aminopyridine (4.9 mg, 52 µmol) were dissolved in THF (0.5 mL). The reaction mixture was stirred at room temperature for 20 h. The product was then precipitated by addition of pentane (3 mL), filtered, washed with more pentane (4 × 4 mL) and dried under high vacuum. Complex 3 was obtained as a white solid in 94% yield (32 mg 
S4 CH
2 ), 4.20 (s, 1H, NH), 2.62 (sept, J = 6.9 Hz, 4H, CH iPr ), 1.34 (d, J = 6.9 Hz, 12H, CH 3 ), 1.24 (d, J = 6.9 Hz, 12H, CH 3 
Synthesis of (1,3-bis(2,6-diisopropylphenyl)imidazol-2-ylidene)(pyridin-4-ylamino)gold complex (5):
[Au(IPr)(OH)] (30 mg, 50 µmol) and 4-aminopyridine (4.9 mg, 52 µmol) were dissolved in THF (0.5 mL). The reaction mixture was stirred at room temperature for 20 h. The product was then precipitated by addition of pentane (3 mL), filtered, washed with more pentane (4 × 4 mL) and dried under high vacuum. Complex 9a was obtained as a white solid in 88% yield (30 mg , 6.09; N, 8.26. Found: C, 56.83; H, 5.93; N, 8.34 . 
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Synthesis of (1,3-bis(2,6-diisopropylphenyl)imidazol-2-ylidene)((5-methylpyridin-2-yl)amino)gold Complex (6):
[Au(IPr)(OH)] (30 mg, 50 µmol) and 2-amino-5-methylpyridine (5.6 mg, 52 µmol) were dissolved in THF (0.5 mL). The reaction mixture was stirred at room temperature for 20 h. The product was then precipitated by addition of pentane (3 mL), filtered, washed with more pentane (4 × 4 mL) and dried under high vacuum. Complex 6 was obtained as a white solid in 81% yield (28 mg 
Synthesis of (1,3-bis(2,6-diisopropylphenyl)imidazol-2-ylidene)((5-chloropyridin-2-yl)amino)gold complex (7):
[Au(IPr)(OH)] (30 mg, 50 µmol) and 2-amino-5-chloropyridine (6.7 mg, 52 µmol) were dissolved in THF (0.5 mL). The reaction mixture was stirred at room temperature for 20 h. The product was then precipitated by addition of pentane (3 mL), filtered, washed with more pentane (4 × 4 mL) and dried under high vacuum. [Au(IPr)(OH)] (30 mg, 50 µmol) and 2-amino-5-(trifluoromethyl)pyridine (7.3 mg, 52 µmol) were dissolved in THF (0.5 mL). The reaction mixture was stirred at room temperature for 20 h. The product was then precipitated by addition of pentane (3 mL), filtered, washed with more pentane (4 × 4 mL) and dried under high vacuum. Complex 8 was obtained as a white solid in 72% yield (27 mg 
Synthesis of (1,3-bis(2,6-diisopropylphenyl)imidazol-2-ylidene)((5-nitropyridin-2-yl)amino)gold complex (9):
[Au(IPr)(OH)] (30 mg, 50 µmol) and 2-amino-5-nitropyridine (7.3 mg, 52 µmol) were dissolved in THF (0.5 mL). The reaction mixture was stirred at room temperature for 20 h. The product was then precipitated by addition of pentane (3 mL), filtered, washed with more pentane (4 × 4 mL) and dried under high vacuum. 
Synthesis of (1,3-bis(2,6-diisopropylphenyl)imidazol-2-ylidene)(isoquinolin-3-ylamino)gold complex (10):
[Au(IPr)(OH)] (30 mg, 50 µmol) and 3-aminoisoquinoline (7.5 mg, 52 µmol) were dissolved in THF (0.5 mL). The reaction mixture was stirred at room temperature for 20 h. The product was then precipitated by addition of pentane (3 mL), filtered, washed with more pentane (4 × 4 mL) and dried under high vacuum. Complex 10 was obtained as a yellow solid in 82% yield (30 mg , 5.95; N, 7.69. Found: C, 59.44; H, 6.02; N, 7.62 . 
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Synthesis of (1,3-bis(2,6-diisopropylphenyl)imidazol-2-ylidene)((5-chloropyrimidin-2-yl)amino)gold complex (11):
[Au(IPr)(OH)] (30 mg, 50 µmol) and 5-chloropyrimidin-2-amine (6.7 mg, 52 µmol) were dissolved in THF (0.5 mL). The reaction mixture was stirred at room temperature for 20 h. The product was then precipitated by addition of pentane (3 mL), filtered, washed with more pentane (4 × 4 mL) and dried under high vacuum. Complex 11 was obtained as a white solid in 87% yield (30 mg 
Synthesis of (1,3-bis(2,6-diisopropylphenyl)imidazol-2-ylidene)(diphenylamino)gold complex (12):
[Au(IPr)(OH)] (30 mg, 50 µmol) and diphenylamine (8.8 mg, 52 µmol) were dissolved in THF (0.5 mL). The reaction mixture was stirred at room temperature for 20 h. The product was then precipitated by addition of pentane (3 mL), filtered, washed with more pentane (4 × 4 mL) and dried under high vacuum. Complex 12 was obtained as a yellow solid in 74% yield (28 mg H, 6.15; N, 5.57. Found: C, 62.22; H, 6.29; N, 5.68 . 
